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Synthesis and Characterization of Starting Compounds
S3-S6 2. Suzuki-Miyaura Couplings, Oxidation to Hybrid Radicals and Characterization Data S7-S13 3. Scanned 1 H, 13 The temperature of reaction mixture was maintained at 50 C and each subsequent addition of the catalyst was done when the temperature was fall down to 30 C. The dark reaction solution was held at rt for 15 h, heated in a water bath to 45 C and stirred for 1 h until the hydrogen chloride evolution ceased completely. The reaction mixture was poured into ice water, the bottom layer was separated, the aqueous layer was extracted with CH 2 Cl 2 (3×30 mL). The combined organic extracts were washed with aqueous Na 2 SO 3 , the solvent was removed in vacuo by a rotary evaporator. The residue was distilled with a steam to remove unreacted iodobenzene. The bottoms were separated from the aqueous layer, the latter was further extracted with CH 2 Cl 2 (3×30 mL). Combined organic extracts were dried with anhydrous Na 2 SO 4 , filtered through a short column filled with 20 g of Al 2 O 3 , the solvent was evaporated, and the oily residue was distilled in vacuo. (184 mmol) of 1-(4-iodophenyl)-2-methylpropan-1-one 2 in a mixture of 90 mL of diethyl ether and 7 mL of dioxane, 1.00 mL (19 mmol) of bromine was added and the mixture was stirred for 15-20 min until clear decolorization. The remaining amount of bromine (8.00 mL, 155 mmol) was dropped from the separatory funnel with stirring for 2 h at 25 C, controlling the conversion of the ketone to the bromo derivative by TLC (hexane -diethyl ether, 2:1). Ice water (40 mL), followed by 16.00 g (190 mmol) of sodium bicarbonate were added to the reaction mixture with stirring. The precipitate of product formed on the boundary between the two layers was filtered, washed with water and dried in air to a constant weight (17.4 g). The aqueous filtrate was extracted with Et 2 O (2×20 mL), extract was combined with an organic layer, dried over anhydrous Na 2 SO 4 , filtered, evaporated, residue of bromoketone (44.0 g) was solidified on cooling to 0 C and used in the next step without further purification. (4). A suspension of 69.50 g (1.00 mol) of hydroxylamine hydrochloride in 80 mL of water was diluted with 600 mL of methanol and then a solution of 33.60 g (0.84 mol) of NaOH in 40 mL of water was added slowly with stirring and cooling to 10-15 C. The precipitate of NaCl was filtered off and filtrate was mixed with a solution of 70.60 g (0.20 mol) of 2-bromo-1-(4-iodophenyl)-2-methylpropan-1-one 3 in 240 ml of MeOH followed by heating and refluxing of the mixture for 7 h.
2-Bromo-1-(4-iodophenyl)-2-methylpropan-1-one (3)
The methanol was removed under vacuum, the oily residue was mixed with 200 mL of chloroform, the organic layer was separated and extracted with a cooled 3% aq solution of hydrochloric acid (500 mL). The aqueous extract was washed with CHCl 3 (3×50 ml), cooled to 0 C and neutralized by carefully adding a concentrated aqueous ammonia solution (until pH≤8). . Ammonium acetate 7.70 g (100 mmol) was added to a solution of 3.86 g (10 mmol) of 2-hydroxylamino ketone hydrobromide 5 in 20 ml MeOH, mixture was stirred until a complete dissolution, followed by addition of 2.56 g (10.5 mmol) of 3,5-di-t-butyl -4-hydroxybenzaldehyde 6. 3 Mixture was diluted with 20 ml MeOH and stirred at rt for 6 h. The precipitate formed was cooled at + 4 C for 12 h, filtrated, washed thoroughly with water and dried in air to constant weight. 
2-(3,5-Di-tert-butyl-4-hydroxyphenyl)-5-(4-iodophenyl)-4,4-dimethyl-
I N N O OH
4H-imidazole 3-oxide (1).
Manganese dioxide (1.27 g, 14.6 mmol) was added to a suspension of 3.80 g (7.3 mmol) of 2,5-dihydroimidazole 7 in 100 mL of CHCl 3 and the mixture was stirred for 4 h, after which additional amount of oxidant (0.25 g, 2.9 mmol) was added and stirring continued for 2.5 h. Upon reaching a complete conversion of imidazoline 7 (TLC control), the mixture was filtered through the finely porous glass filter, the precipitate was washed thoroughly with chloroform (3×10 mL) and the filtrate was evaporated. The residue was triturated with 5 ml of hexane, the precipitate was filtered and washed with hexane (2×5 mL). was evaporated, the oily residue was triturated with 3 mL of hexane and the solvent was removed by passing the air current to obtain a dark brown crystalline radical 8. C under Ar atmosphere. The resulting suspension was cooled overnight at 0 C, the precipitate was filtered and washed with diethyl ether (51 mL). Soxhlet extractions of dark yellow powder with 100 ml of chloroform removed catalytic residues and inorganic impurities. 4, C-4'), 116.4 (C i (Ar)-C-2(2')), 130.9, 133.1, 134.7 (3 CH Ar ), 131.0, 141.0, 149.0 (3 C Ar ), 166.0, was cooled overnight at 0 C, the precipitate was filtered and washed with water (33 mL) and airdried to afford biphenyl-bis(imidazole) 13 (111 mg, 28% 
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